Experimental
NaOH (18 M, 6 .6 mL) was added and the reaction mixture was stirred for 24 hours. It was then allowed to cool down to room temperature, yielding a precipitate which was isolated by filtration. The precipitate was then transferred to a separate flask and mixed with aqueous solution of NaOH (1.7 M, 165 mL). The flask was heated to 60 C and then 2.8 g (0.02) of sodium dithionite were added. The reaction mixture was kept at this temperature for 30 minutes, it was then allowed to cool down to 50 C and subsequently filtered using a Buchner funnel. The separated precipitate was consecutively washed with methanol and water and finally dried in air for 72 hours to give 3.9 g of indanthrone (90% yield). Anal. A 250-mL three-necked flask equipped with a magnetic stirrer, a condenser and a dropping funnel was charged with an aqueous solution of NaOH (1.6 M, 75 mL) and, subsequently, the S3 whole system was purged with argon (15 min 
Single-Crystal X-Ray Diffraction Analysis
Single crystals of P-C8 suitable for X-ray studies were grown from THF solution. Diffraction data were obtained on an Agilent -CCD Gemini A Ultra diffractometer with graphite monochromated Mo-K radiation at 100 (2) K. Cell refinement and data collection as well as data reduction and analysis were performed with the CrysAlis PRO software. 3 The structure was solved by direct methods and subsequent Fourier-difference synthesis with SHELXS-97 and refined by full-matrix least-squares against F 2 with SHELXL-97 4 within the OLEX2 program suite. 5 All non-hydrogen atoms were refined anisotropically. 
Cyclic voltammetry studies
Electrochemical properties of P-C8 were investigated using cyclic voltammetry (CV). All 
DFT calculations
DFT calculations were carried out using Gaussian09 Revision D.01 7 package and employing hybrid B3LYP [8] [9] [10] exchange correlation potential combined with 6-31G(d,p) basis set.
Ground-state geometries were fully optimized until a stable local minimum was found, which was confirmed by normal-mode analysis (no imaginary frequencies were present). Symmetry constrains were used imposing C i point group for neutral species. The ground-state geometries were then reoptimized in solution using polarizable continuum model (PCM) 10 at the same level of theory with dichloromethane as solvent. The oscillator strengths and energies of the vertical singlet excitations were calculated employing time-dependant version (TD) of DFT 12-18 and again at the same level of theory (B3LYP/6-31G(d,p)). The TD-DFT results were retrieved from output files using GaussSum 2.2. 19 The nature of the multiconfiturational transitions was analyzed with natural transition orbitals. 20 Molecular orbital plots were generated with the aid of Gabedit 2.4.6. 21 Spin densities were plotted with gOpenmol 3.00. 22 Figure S6 . Frontier molecular orbital plots (up, isosurface value = 0.003) and spin densities for radical cation and anion (down isosurface value = 0.001) 
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Fabrication and Characterization of OLEDs
In OLEDs fabrication process, the blends of poly (9- 
